S5 was stirred overnight. After 14 h, the reaction mixture was quenched by addition of d.i. H2O (100 mL) and stirred for 4 h. The organic layer was collected and the aqueous layer was extracted with hexanes (2 x 50 mL). The combined organic layers were washed with brine, dried with MgSO4, and concentrated in vacuo. Kugelrohr distillation (50 -140 o C, 0.025 mmHg), followed by flash chromatography on water-washed silica gel (1% Et2O/Hexanes) afforded the desired siloxane 4 as a colorless oil (6.60 g, 32.35 mmol, 45%). 
IR

Synthesis of 3-(3-(4-bromophenyl)propyl)-1,1-dimethyl-1,3-dihydrobenzo[c][1,2]oxasilole (5):
A solution of 9-BBN (0.5 M in THF, 12.15 mL, 6.08 mmol) was added dropwise to a flask containing siloxane 4 (826.3 mg, 4.05 mmol) while stirring at room temperature. The obtained solution was stirred for 3 h, at which time TLC analysis indicated consumption of the starting S6 material 4. A screw-cap vial was charged with 1,4-dibromobenzene (2.87 g, 12.15 mmol), Pd(dppf)Cl2.DCM (165.4 mg, 0.203 mmol), K3PO4 (1.72 g, 8.10 mmol), and the mixture was suspended in 10 mL DMF. The obtained mixture was stirred for 15 min at room temperature, followed by addition of the above solution containing siloxane 4/9-BBN adduct via cannula (rinsed with 0.5 mL DMF). The obtained vial was capped and heated to 50 o C for 16 h. The reaction mixture was then cooled to room temperature and quenched with d.i. H2O (10 mL). The resulting mixture was extracted with Et2O (2 x 25 mL). The combined organic layers were washed with brine, dried with MgSO4, and concentrated in vacuo. The crude oil was then taken up in THF (10 mL), followed by addition of solid NaBO3.4H2O (3.12 g, 20.25 mmol), and d.i. 
S7
Synthesis of 1,1-dimethyl-3-(3-(4-vinylphenyl)propyl)-1,3-dihydrobenzo[c][1,2]oxasilole (6):
A solution of potassium vinyltrifluoroborate (336.6 mg, 2.51 mmol), PdCl2 (6.9 mg, 0.039 mmol), PPh3 (30.4 mg, 0.116 mmol), Cs2CO3 (1.89 g, 5.80 mmol), and aryl bromide 5 (698.5 mg, 1.93 mmol) in THF/H2O (9:1, 4.1 mL) was heated at 85 o C in a screw-cap vial. The reaction mixture was stirred at 85 o C for 19 h, then cooled to room temperature and diluted with H2O (5 mL), followed by extraction with dichloromethane (2 x 10 mL). The combined organic layers were washed with brine, dried with MgSO4, and concentrated in vacuo. Purification via flash chromatography on water-washed silica gel (1% Et2O/Hexanes) afforded the desired styrene 6 as a colorless oil (536.7 mg, 1.74 mmol, 90%). 
IR (neat, cm
S8
Synthesis of PSTA-II:
A solution of acacia gum (3.2 g) and NaCl (2.0 g) in H2O (85 mL) was placed in a 100 mL- The obtained polymer was re-used 5 more times employing the same procedure above and showed no loss in cross-coupling efficiency.
S10
General Procedure for Recyclability of PSTA-II Using Multiple Nucleophiles and
Electrophiles:
To a cooled suspension of siloxane polymer PSTA-II (0.74 mmol/g, 3.0 equiv) swelling in THF (25 mL) at -78 o C was added the organolithium solution (2.5 equiv) dropwise. The reaction mixture was allowed to warm to room temperature and was stirred for 3 h. A solid mixture of PdCl2 (3 mol %), CuI (10 mol %), and dpca (4 mol %) was combined and added to the reaction flask, followed by addition of the aryl or alkenyl halide (1.0 equiv). The obtained reaction mixture was stirred vigorously at room temperature for 18 h. The reaction mixture was then quenched with sat. aq. NH4Cl (5 mL), followed by addition of d.i. H2O (5 mL), and stirred for an hour at room temperature. The obtained mixture was filtered through a fritted filter to remove polymer. The filtered polymer was then washed with Et2O (4 x 50 mL). The combined filtrate was washed with brine, dried with MgSO4, and concentrated in vacuo, followed by purification via flash chromatography to provide the desired cross-coupling product. Following filtration, the polymer was further washed sequentially with MeOH/H2O solution (1:1, 2 x 50 mL), MeOH (2 x 25 mL), CH2Cl2 (2 x 25 mL), Et2O (2 x 25 mL), hexanes (2 x 25 mL), and dried in vacuo to provide near quantitative recovery of siloxane polymer, which was employed in the next crosscoupling cycle. S11
4-(tert-butyl)-4'-methoxy-1,1'-biphenyl:
Following 
(E)-1-(hept-1-en-1-yl)-4-methoxybenzene:
Following general procedure, using PSTA-II (686 mg, 0.508 mmol), 8d (1.14 mL, 0.37 M, 0.423 mmol), PdCl2 (0.9 mg, 5.1 µmol), dpca (2.5 mg, 6.8 µmol), CuI (3.2 mg, 16.9 µmol) and 9 (39.6 mg, 0.169 mmol). The product was purified by chromatography on SiO2 (0-0.5 % Et2O/ hexanes) to afford 10d (25.5 mg, 0.125 mmol, 74%) as a colorless oil. Analytical data matches that which has been previously reported for 10d: 8 Analytical data matches that which has been previously reported for 10e: 9 Preparation of 10h from 9g was carried out in a similar fashion.
